Supporting information for

Synthesis of Novel Tetranorlabdane Derivatives with Unprecedented Carbon Skeleton
EtOAc of increasing polarity. All solvents were purified and dried by standard techniques just before use. Usual work-up means that water was added to the reaction mixture, which was then extracted with ether, the combined organic layers were washed with brine, dried over Na 2 SO 4 or MgSO 4 and the solvent evaporated under reduced pressure.
Methyl 2- ((3S,4aS,8aS)-3-hydroxy-2,5,5,8a-tetramethyl-3,4,4a,5,6,7,8,8a-octahydronaphthalen-1-yl) acetate 12.
A solution of ketoester 6 (500 mg, 1.80 mmol) in MeOH (10 ml) was added to a stirred solution of CeCl 3 ·7H 2 O (671 mg, 1.80 mmol) in MeOH (5 mL) at 18°C. After 3 min NaBH 4 (68 mg, 1.80 mmol) was added and the mixture was stirred at the same temperature for 0.5 h (TLC control). The reaction mixture was treated with cold 5% НСl solution (5 mL), and after dissolution of the precipitate it was extracted with diethyl ether (3 х 25 mL). The extract was washed with water (2 х 15 mL) and dried. MHz) δ=172.8 (C-12), 137.8 (C-9), 132.7 (C-8), 72.9 (C-7), 51.8 (CO 2 CH 3 ), 49.5 (C-5), 41.2 (C-3), 39.4 (C-10), 35.9 (C-1), 33.0 (C-11), 32.9 (C-19), 32.8 (C-4), 29.7 (C-6), 21. 2-((4aS,8aS)-2,5,5,8a-tetramethyl-4a,5,6,7,8,8a-hexahydronaphtha-len-1-yl) 6, 6, 10 dioxatricyclo[6.2.2.0 2, 7 ] dodec-11-en-1-yl) propanoat 14, methyl 3-(2b,4b,8,8-tetramethylperhydro[1,2]dioxeto[3',4':3,4] naphtha [1,2-c] [1, 2] dioxet-4-yl)propanoate 15 and (R)-methyl 2- (2,5,5,8a-tetramethyl-3-oxo-3,5,6,7,8,8a-hexahydronaphthalen-1-yl) -2-((1R,4S,4aS,8aS)-1,4-dihydroxy-2,5,5,8a-tetramethyl-1,4,4a,5,6,7,8,8a-octahydrona-phthalen-1-yl) (C-8), 131.1 (C-7), 76.2 (C-9), 68.6 (C-6), 52.0 (CO 2 CH 3 ), 49.3 (C-5), 43.7 (C-10), 42.9 (C-3), 36.1 (C-19), 33.4 (C-1), 32.9 (C-4), 22.6 (C-18), 19.0 (C-17), 18.7 (C-2), 17. Methyl 2- ((1R,4S,4aS,8aS)-4-acetoxy-1-hydroxy-2,5,5,8a-tetramethyl-1,4,4a,5,6,7,8,8a-octahydronaphthalen-1-yl) -hydroxy-5,5,8a-trimethyl-1,4,4a,5,6,-7,8,8a-octahydronaphthalen-1-yl) -hydroxy-5,5,8a-trimethyl-1,4,4a,5,6,-7,8,8a-octahydronaphthalen-1-yl) 5,5,8a-trimethyl-3-oxo-3,4,4a,5,6,7,8,8a-octahydronaphthalen -1-yl) acetate 21 and methyl
Methyl
Methyl 2-((1S,4S,4aS,8aS)-4-acetoxy-2-(bromomethyl)
-1
Methyl 2-((1S,4S,4aS,8aS)-4-acetoxy-2-(acetoxymethyl)
Methyl 2-((8aS)-2-(bromomethyl)-
2-((1R,2R,8aS)-2-bromo-2,5,5,8a-tetramethyl-3-oxodecahydronaphthalen-1-yl)acetate 22.
NBS (0.819 g, 5.38 mmol) was added to a solution of keto ester 6 (1.0 g, 3.59 mmol) in dry CCl 4 (27 mL) and it was refluxed for 2 h. After cooling, the reaction mixture was filtered and the solvent removed under reduced pressure. The resulted crude reaction product (1.4 g) was purified by column chromatography on silica gel (7 g, eluent: PE/EtOAc 95.5:0.5), to give 2949, 2928, 2870, 2849, 1738, 1714, 1460, 1436, 1391, 1373, 1230, 1260, 1193, 1171, 1115, 1097, 1066, 1035, 992, 880, 833, 792, 772, 626, 527 C NMR (100.61 MHz) δ=202.8 (C-7), 173.8 (C-12), 69.5 (C-8), 56.4 (C-9), 53.9 (C-5), 52.1 (CO 2 Me), 41.4 (C-3), 39.1 (C-1), 38.9 (C-10), 34.5 (C-11), 33.7
(C-4), 33.1 (C-6), 32.7 (C-19), 27.3 (C-17), 21.1 (C-18), 17.7 (C-2), 14.4 (C-20 2933, 2867, 2855, 1771, 1741, 1668, 1614, 1457, 1443, 1434, 1424, 1389, 1377, 1366, 1339, 1330, 1323, 1257, 1214, 1199, 1168, 1158, 1168,1038, 1014, 982, 929, 886, 823, 786, 759, 737, 704, 688 cm ,8,8,15,19,19-hexamethyl-11,22-dioxoheptacyclo[10.10.2.0 1,14 .0 3, 12 . 0 3, 14 .0 4, 9 .0 15, 20 ]tetra-cosane}-2,13-dicarboxylate 23 and methyl 2- ((8aS)-2-(acetoxymethyl)-5,5,8a-trimethyl-3-oxo-3,4,4a,5,6,7,8,8a-octahydronaphthalen-1-yl) 3435, 2958, 2300, 1728,1704, 1669, 1618, 1458, 1433, 1381, 1368, 1255, 1192, 1159, 1069, 1043, 1024, 839, 799 cm -1 172.3 (C-12), 69.9 (C-9), 57.6 (C-8), 53.4 (C-11), 51.9 (CO 2 Me), 44.6 (C-5), 40.6 (C-3), 40.4 3457, 2954, 1930, 1870, 1739, 1673, 1613, 1461, 1434, 1380, 1365, 1335, 1234, 1199, 1163, 1072, 1024, 963, 830, 786, 745 2950, 2928, 1725, 1710, 1662, 1606, 1457, 1434, 1392, 1369, 1215, 1158, 1148, 1066, 1026, 
Dimethyl{4
Crystal structure determination
Crystallographic measurements for compounds 14, 21, 23 and 27, were carried out with an Oxford-Diffraction XCALIBUR E CCD diffractometer equipped with a graphitemonochromated Mo-K α radiation. The crystals were placed at 40 mm from the CCD detector.
The unit cell determination and data integration were carried out using the First observations were made after 48 hours and those final after 7 days of incubation, using visual, microscopy and photography MIC analyses that resulted in the establishment of densities of viable present microorganisms. Assessments were made against the control plate for each type of microorganisms.
Antimicrobial and antifungal activity assessment
